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(54) Gas barrier polyurethane resin 

(57) A polyurethane resin having a total concentra- 
tion of the urethane group and the urea group of not less 
than 15% by weight is prepared by reacting a dlisocy- 
anate component (e.g., an aromatic diisocyanate) with 
a diol component (e.g., a C2-8alkylene glycol). The 
repeating unit of the polyurethane resin may contain a 
constitutive unit of an aromatic or alicyclic compound. 
The polyurethane resin may be shaped into a film for 
use as a gas barrier film. The film may be a gas ban-ier 
composite film composed of a base film layer and a 
resin layer at least comprising the polyurethane resin. 
The present invention provides a polyurethane resin 
excellent in gas barrier properties against water vapor, 
oxygen, aromatics, and others, and a fllni containing the 
same. 
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Description 

Fl ELD OF THE INVENTION 

5 [0001] The present invention relates to a gas barrier polyurethane resin which is useful as a film, a sheet, or a mold- 
ing material excellent in gas barrier properties against water vapor, oxygen, aromatics. and others, and in adhesion to 
a base film, and to a gas barrier film using the same. 

BACKGROUND OF THE INVENTION 

10 

[0002] Gas barrier films and packaging materials using the same are already well known. Of these, although alu- 
minum foil is known to have the most excellent oxygen gas barrier properties, it cannot be used as it is but for special 
uses, for its pinhole resistance is too weak. Therefore, the aluminum foil is mostly used as an intermediate layer of a 
laminated film. The gas barrier properties of the laminated film are far excellent, but the film is opaque and therefore an 
15 object contained therein cannot be observed therethrough, hence difficulty in judging whether the film has surely been 
heat-sealed or not. 

[0003] As the oxygen gas ban-ier film, films of polyvinytldene chlorides or vinylidene chloride copolymers (hereinaf- 
ter refen-ed to simply as PVDC) and PVDC-coated films are well known. Particularly, PVDC-coated films are known as 
laminated films with excellent barrier properties against oxygen gases and water vapor. PVDC hardly absorbs moisture 
20 and can exhibit its good gas barrier properties even under conditions of high humidity. Therefore, a variety of base films, 
on which a layer of PVDC is coated, can be employed regardless of their moisture permeability. Examples of the base 
film include biaxially stretched films of polypropylene, nylon, or of polyethylene terephthalate, and cellophane. Taking 
advantage of their gas barrier properties, these laminated films are utilized for wrapping or packing of a variety of foods, 
regardless of their being dry or moisture-laden. These packaging materials, after being used, are disposed as non- 
25 industrial, domestic wastes from homes. These wastes when incinerated give off toxic and hazardous gases and, what 
is worse, are causes of highly carcinogenic chlorine-containing organic compounds generated upon incineration at low 
temperatures. For such reasons, transition to the use of other materials has strongly been desired. However, the reality 
is that alternatives with performance and cost-performance equivalent to those of PVDC are not yet found. 
[0004] For example, as the oxygen-gas barrier film, a polyvinyl alcohol {PVA)-series film is also well known. Only if 
30 the degree of its moisture absorption is low does the PVA film show extraordinarily excellent gas barrier properties 
against oxygen. However, the PVA film is originally high in moisture absorption, and its gas barrier properties against 
oxygen are immediately deteriorated upon exposure to an environment with a relative humidity of 70% or higher. There- 
fore, the PVA film has been considered to be lacking in practicality. For improving the moisture absorption of PVA, there 
has been proposed a copolymerization of PVA with ethylene into ethylene - vinyl alcohol copolymer (EVOH), a poly- 
35 condensation with alkoxysilane by the sol-gel method [Japanese Patent Application Laid-Open No. 345841/1992 (JP- 
A-4-345841 )], and a modification of part of the alcohol of PVA to make it water-resistant. However, none of the methods 
provides resins with satisfactory perfomriance. 

[0005] Moreover, although there have been suggested that a polyamide film obtained by reacting an aliphatic dicar- 
boxylic acid with 4,4'-methylene bis(phenylisocyanate) shows excellent gas ban-ier properties and thermal resistance 

40 [Japanese Patent Application Laid-Open No. 252631/1989 (J P-A-1 -252631)] and that a polyallyl alcohol-containing 
aqueous dispersion for gas barrier coating and a multilayered structure having a layer made therefrom exhibit excellent 
gas barrier properties and transparency [Japanese Patent Application Laid-Open No, 140072/1 998 (JP-A-1 0-140072)], 
they are still unsatisfactory in their gas barrier properties under conditions of high humidity and water resistance. 
[0006] There have been produced films with high oxygen-gas barrier properties, which are made by depositing an 

45 inorganic oxide such as silicon oxide [Japanese Patent Publication No. 12953/1978 {JP-B-53-12953)] and aluminium 
oxide [Japanese Patent Application Laid-Open No. 179935/1987 (JP-A-62- 179935)] on a film. Since such inorganic 
oxide-made film is fabricated through a physical or chemical deposition process, the base film thereof itself is required 
to be deposition-durable, and therefore only to a limited variety of base film materials can be adopted. In addition, as 
these films are made of inorganic oxides, they are inferior in flexibility and tend to crack in the course of their secondary 

50 processing, possibly resulting in the degradation of the gas barrier properties. 

SUMMARY OF THE INVENTION 

[0007] An object of the present invention is to provide a polyurethane resin that shows extraordinarily excellent gas 
55 barrier properties against water vapor, oxygen, aromatics, etc., and a film containing the same. 

[0008] Another object of the present invention is to provide a polyurethane resin which exhibits significantly good 

gas barrier properties particularly even under conditions of high humidity, and a film containing the same. 

[0009] Still another object of the present invention is to provide a polyurethane resin having no fear of contaminat- 
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ing the environment and excellent In water- resistance and adhesion to a base film, and a film containing the same. 
[0010] The inventors of the present invention made Intensive and extensive studies to solve the above-mentioned 
problems, and finally found that a film material having remarkably good gas barrier properties and no fear of contami- 
nating the environment can be obtained by using a polyurethane resin having specific urethane group and urea group 

5 concentrations. The present invention was accomplished based on the above findings. 

[001 1 ] That is. in the gas barrier polyurethane resin of the present invention, the total concentration of the urethane 
group and the urea group is not less than 1 5% by weight. The gas barrier properties of the polyurethane resin are excel- 
lent and its oxygen permeability is, at a thickness of 25 ^im, 50 ml/m^ • atm • day or less. In addition, the humidity- 
dependency of the polyurethane resin is low, and the ratio of the oxygen permeability at 50%RH relative to that at 

10 90%RH is about 1/1 to 1/2. The repeating unit of the polyurethane resin may contain a hydrocarbon ring as a unit (e.g., 
a ring derived from an aromatic or alicyclic compound). 

[0012] Such polyurethane resin can be prepared from, e.g., an aromatic, aliphatic araliphatic. or alicyclic diisocy- 
anate as its diisocyanate component, and a Cg.ealkylene glycol as its diol component. Examples of the diisocyanate 
component are any isomers of xylylene diisocyanate and hydrogenated xylylene diisocyanate. The proportion of the 
15 hydrocarbon ring in the repeating unit of the polyurethane resin is about 10 to 70% by weight. Into the gas barrier poly- 
urethane resin may be added a silane coupling agent, a layered Inorganic compound, and others. Regarding what form 
the gas barrier polyurethane resin is in, it may be in the fornn of an aqueous dispersion. Moreover, the layered inorganic 
compound may be a water-swellable one. 

[0013] The present invention also includes a gas barrier film comprising a resin layer containing the above poly- 
20 urethane resin. This film may be a single-layered gas barrier film, such as a single-layered film formed from the afore- 
mentioned polyurethane resin, or may be a gas barrier composite film comprising a base film layer and a resin layer at 
least comprising the aforementioned polyurethane resin. In the composite film, at least one side of the base film may 
be provided with an inorganic layer. 

25 DETAILED DESCRIPTION OF THE INVENTION 

[001 4] The polyurethane resin of the present invention can be obtained by a urethanizing reaction of a diisocyanate 
component and a diol component (if necessary, a diol component and a diamine component). 

30 [Diisocyanate component] 

[001 5] Examples of the diisocyanate component include aromatic diisocyanates. araliphatic diisocyanates, alicyclic 
diisocyanates, and aliphatic diisocyanates. 

[0016] Exemplified as the aromatic diisocyanate are m-or p-phenylene diisocyanate and its mixtures, 4,4'-diphenyl 
35 diisocyanate. 1 .5-naphthalene diisocyanate (NDI), 4.4'-, 2,4'- or 2.2'-diphenylmethane diisocyanate and its mixtures 
(MDI), 2,4- or 2,6-tolylene diisocyanate and its mixtures (TDI), 4,4'-toluidine diisocyanate (TODI), 4,4'-diphenylether 
diisocyanate. 

[001 7] Exemplified as the araliphatic diisocyanate are 1 ,3- or 1 ,4-xylylene diisocyanate and its mixtures (XDI). 1 ,3- 
or 1 ,4-tetramethylxylylene diisocyanate and its mixtures (TMXDI), and o), o)*-diisocyanate-1 .4-diethylben2ene. 
40 [001 8] Exemplified as the alicyclic diisocyanate are 1 ,3-cycIopentene diisocyanate. 1 ,4-cyclohexane diisocyanate, 
1 ,3-cyclohexane diisocyanate, 3-isocyanatemethyl-3,5,5-trimethylcyclohexyl isocyanate (isophorone diisocyanate; 
IPDI). 4,4'-. 2,4'-, or2.2'-dicyc)ohexylmethane diisocyanate and its mixtures (hydrogenated MDI), methyl -2,4-cyclohex- 
ane diisocyanate, methyl-2,6-cyclohexane diisocyanate. and 1 .3- or 1 ,4-bis(isocyanatemethyl)cyclohexane and its mix- 
tures (hydrogenated XDI). 

45 [0019] Exemplified as the aliphatic diisocyanate are trimethylene diisocyanate, tetramethylene diisocyanate. hex- 
amethylene diisocyanate (HDI), pentamethylene diisocyanate. 1 ,2-propylene diisocyanate. 1.2-. 2.3-. or 1.3-butylene 
diisocyanate, 2,4,4- or 2,2.4-tnmethy!hexamethylene diisocyanate, and 2,6-diisocyanatemethyI caproate. 
[0020] Among these examples of the diisocyanate component, for example. TDI, MDI, and NDI are preferred as the 
aromatic diisocyanate; XDI and TMXDI as the araliphatic diisocyanate; IPDI, hydrogenated XDI, and'hydrogenated MDI 

50 as the alicyclic diisocyanate: and HDI as the aliphatic diisocyanate. In view of gas barrier properties, aromatic diisocy- 
anates (e.g., TDI, MDI. NDI). araliphatic diisocyanates (e.g.. XDI. TMXDI). alicyclic diisocyanates (IPDI. hydrogenated 
XDI, hydrogenated MDI) are preferable, with aromatic diisocyanates (e.g.. MDI). araliphatic diisocyanates (e.g., XDI). 
and alicyclic diisocyanates (e.g.. hydrogenated XDI) particularly preferred. In the case of a diisocyanate component 
having a substituent in the ring, the side chain of an aromatic or alicyclic ring is preferably short (e.g.. C1.3 alkyi group). 

55 and it is preferred that the diisocyanate component is structurally symmetric. 

[0021] These diisocyanates can be used either singly or In combination. If necessary, the diisocyanate component 
is used together with a polyisocyanate having three or more than three functional groups. 
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[0022] The diol component refers to a wide range of diols from low-molecular diols to oligomers, such as C2, 
i2alkylene glycols (e.g.. ethylene glycol, 1,3- or 1 ,2-propylene glycol; 1,4-, 1,3-. or 1 .2-butanediol; 1,5-pentanediol: 3- 

5 methyl-1 ,5-pentanediol: 2,4-diethyl-1 .5-pentanediol; 2,2,4-trimethylpentane-1 ,3-diol; 1 ,6-hexanediol; neopentyl glycol; 
1.5- or 1 ,7-heptanediol; 1 ,8-octanediol; 1 ,9-nonanediol, 1 ,1 0-decanediol, 1 ,1 1 -undecanediol, 1 ,1 2-dodecanediol); pol- 
yetherdlols such as polyoxyCg. 4alkylene glycols (e.g., diethylene glycol, triethylene glycol, tetraethylene glycol, penta- 
ethylene glycol, hexaethylene glycol, heptaethylene glycol, dipropylene glycol, tripropylene glycol, tet rap ropy lene 
glycol, pentapropylene glycol, hexapropylene glycol, heptapropyiene glycol, dibutylene glycol, tributylene glycol, 

10 tetrabutylene glycol); aromatic diols (e.g., bisphenol A, bishydroxyethyl terephthalate, catechol, resorcin, hydroquinone, 
1,3- or 1,4-xylylenediol and Its mixtures); alicyclic diols (e.g., hydrogenated bisphenol A, hydrogenated xylylenediol, 
cyclohexanediol, cyclohexanedimethanol); polyesterdiols (e.g., addition products of the low-molecular diols and lac- 
tones, reaction products of the low-molecular diols and dicarboxylic acids); and polycarbonatediols (e.g., reaction prod- 
ucts of the low-molecular diols and short-chain dialkyt carbonates). 

IS [0023] The molecular weight of the diol component is usually about 50 to 600, preferably about 50 to 300, and more 
preferably about 60 to 200. 

[0024] Of these diols, in view of gas barrier properties, a low-molecular diol such as a C2.8dio' (e.g., ethylene glycol, 
propylene glycol, butanediol, pentanediol, hexanediol, heptanediol, octanediol, diethylene glycol, triethylene glycol, 
tetraethylene glycol, dipropylene glycol) is usually used, and a C2-6diol (particularly, ethylene glycol, 1.2- or 1,3-propyl- 
20 ene glycol, 1 ,4-butanediol, 1 ,6-hexanediol. 3-methyl-1 ,5-pentanediol, diethylene glycol, triethylene glycol, dipropylene 
glycol) is preferably employed. 

[0025] These diols can be used either singly or in combination. If needed, a polyol having three or more than three 
functional groups can be used together with the diol component(s). 

25 [Diamine component] 

[0026] tf necessary, a diamine component may be used as a chain-extending agent or a crosslinking agent. Exam- 
ples of the diamine are hydrazine, aliphatic diamines (e.g., ethylenediamine, trimethylenediamine, tetramethylenedi- 
amine, pentamethylenediamine. hexamethylenediamine, 2,2,4-trimethylhexamethylenediamine, 2.4,4- 

30 trimethylhexamethylene diamine, octamethylenediamine); aromatic amines (e.g. m- or p-phenylenediamine, 1 ,3- or 1 ,4- 
xylylenediamine or its mixtures); and alicyclic diamines [e.g., hydrogenated xylylenediamine, bis(4-aminocy- 
clohexyl)methane, isophoronediamine, bis(4-amino-3-methylcyclohexyl)methane]. In addition to these compounds, 
diamines having a hydroxyl group, such as 2-hydrazinoethanol and 2-[{2-ahninoethy)lamino]ethanol, are also available. 
[0027] Of these diamines enumerated above, in view of gas barrier properties, a low-molecular diamine having 8 or 

35 less carbon atoms is usually employed, and preferaly used is a diamine having 6 or less carbon atoms (particularly, 
hydrazine, ethylenediamine, tetramethylenedlamine, pentamethylenediamine, hexamethylenediamine, 2-hydrazinoeth- 
anol, 2-[(2-aminoethyl)amino]ethanol). 

[0028] These diamines can be used either singly or in combination. If needed, a polyamine having three or more 
than three functional groups may be used together with the diamine component. 

40 

[Production process] 

[0029] As a process of producing the polyurethane resin, a method commonly employed, such as reactions in an 
organic solvent, can be utilized. There is no particular restriction as to the organic solvent provided that it is inert to the 

45 reaction, and examples of which are ethers (e.g., tetrahydrofuran. dioxanes); ketones (e.g., acetone, methyl ethyl 
ketone); aromatic hydrocarbons (e.g.. toluene, xylene); nitriles (e.g., acetonitrile); carbonates (e.g., dimethyl carbonate, 
diethyl carbonate); amides (e.g., dimethylformamide, dimethylacetamide); and sulfoxides (e.g., dimethyl sulfoxide). 
These organic solvents can be used either singly or In combination. As the organic solvent, a solvent in which a poly- 
urethane resin can dissolve is usually employed. Moreover, in the urethanizing reaction, if necessary, preparation proc- 

50 esses for polyurethane catalyst such as amines, tin compounds, or lead compounds can be used. 

[0030] As regards the proportions of the diisocyanate component and the diol component (in the case where the 
diamine component is used, the sum of the diol component and the diamine component), the amount of the diol com- 
ponent (the diol component and the diamine component) can be selected within the range of about 0.5 to 1 .5 mol, pref- 
erably about 0.7 to 1 .3 mol, and more preferably about 0.85 to 1 .15 mol relative to 1 mol of the diisocyanate. 

55 [0031] The polyurethane resin may be in the form of a solution with an organic solvent selected from those men- 
tioned above, an aqueous solution, or an aqueous dispersion. The aqueous dispersion of the polyurethane resin can 
be prepared by emulsifying and dispersing a polyurethane prepolymer and then extending the chain of the prepolymer 
using, e.g., a diamine as a chain-extending agent. 



ISOOCID: <EP 1081170A2J_> 



i EP 1 081 170 A2 

[0032] In the case of a polyurethane prepolymer having no hydrophilic group, an aqueous dispersion is usually pre- 
pared by emulsifying the prepolymer using an emulsifying agent and then extending its chain by a chain-extending 
agent. 

[0033] Exemplified as the emulsifying agent are protective colloids of the water-soluble polymer type such as poly- 
5 vinyl alcohol, cellulose derivatives (e.g., carboxymethylcellulose), gelatin, and dextrin; nonionic surfactants such as 
polyoxyethylene Cs. ao^lkylphenyl ethers typified by polyoxyethylene nonylphenyl ether, and polyoxyethylene-oxypro- 
pylene block copolymer; and anionic surfactants such as alkaline metal Cg.aoa'kylsulfates typified by sodium lauryl sul- 
fate, and alkaline metal Cg. go^'kylbenzenesuifonates typified by sodium dodecylbenzenesulfonate. 
[0034] The amount of the emulsifying agent to be used is, on a solid matter basis, about 0.1 to 20 parts by weight 
10 (e.g., 1 to 20 parts by weight), preferably about 1 to 15 parts by weight, and more preferably about 3 to 10 parts by 
weight relative to 1 00 parts by weight of the polyurethane prepolymer. 

[0035] In the case of a polyurethane prepolymer having a hydrophilic group, its aqueous dispersion can be pre- 
pared by, for example, introducing a hydrophilic group into the polyurethane prepolymer through a reaction of an isocy- 
anate compound with a hydrophilic compound as at least part of the diol component (or diamine component). 

15 dispersing the resultant polyurethane prepolymer in water, and then extending the chain using a diamine as a chain- 
extending agent. Exemplified as the hydrophilic group are ionic dissociation groups (e.g., carboxyl group, sulfonic acid 
group, sulfonate group, carbamoyl sulfonate group, quaternary amino group), and nonionic groups [e.g., polyoxy- 
alkylene groups (e.g., polyoxyethylene group), epoxy group]. Of these, anionic groups (e.g.. carboxyl group, sulfonic 
acid group, sulfonate group, carbamoyl sulfonate group), and nonionic groups (polyoxyethylene group) are preferred, 

20 with anionic groups (carboxyl group, sulfonic acid group) particularly preferred. Moreover, for dissolving or dispersing 
the prepolymer into which a anionic hydrophilic group such as carboxyl group or sulfonic acid group has been intro- 
duced, it is preferred that the chain is extended after the anionic group has been neutralized by a neutralizer. 
[0036] The hydrophilic compound has a hydrophilic group and a reactive group reactive to the isocyanate group 
within its molecule. Groups reactive to the isocyanate group include hydroxyl group, amino group, and mercapto group. 

25 Exemplified as the hydrophilic compound are dihydroxycarboxylic acids (e.g.. dihydroxy Cg. locarboxylic acids such as 
2,2-dimethylol propionic acid, 2,2-dimethylol butyric acid, and 2.2-dimethylol valeric acid; dihydroxy C4.ioPo'ycarboxync 
acids such as dioxymaleic acid; dihydroxy aromatic carboxylic acids such as 2,6-dihydroxybenzoic acid); diaminocar- 
boxylic acids (e.g., diamine aromatic carboxylic acids such as 3,4-diamino benzoic acid); carboxyl group-containing 
compounds as reaction products of acid anhydrides (e.g.. maleic anhydride, phthalic anhydride, succinic anhydride, tri- 

30 mellitic anhydride, pyromellitic anhydride) with compounds having a group reactive to the isocyanate group (e.g., dihy- 
droxy compounds such as diols, and diamines), or polyols of oligo esters obtained by copolymerization of these 
carboxyl group-containing compounds; sulfonic acid group-containing compounds such as oxysulfonic acids (e.g., 2- 
oxyethanesulfonic acid, phenolsulfonic acid), sulfocarboxylic acids (e.g., sulfobenzoic acid, sulfosuccinic acid. 5-sul'foi- 
sophthalic acid), and amino group-containing sulfonic acids (e.g., sulfanilic acid, 1,3-phenylenediamine-4,6-disulfonic 

35 acid. 2,4-diaminotoluene-5-sulfonic acid), or polyols of oligo esters obtained by copolymerizing these sulfonic acid 
group-containing compounds; polyoxy C2.4alkylene compounds containing a group reactive to the isocyanate group 
(e.g., compounds containing 30% by weight or more of the ethylene oxide unit and a number average molecular weight 
of about 300 to 1 0,000), or polyols of oligo ester ethers obtained by copolymerizing these polyoxyalkylene compounds. 
These hydrophilic compounds can be used either singly or in combination. 

<to [0037] The proportion of the hydrophilic compound can be selected within the range of about 1 to 100 mol%, pref- 
erably about 5 to 70 mol% (e.g.. about 5 to 50 mol%), and more preferably about 10 to 40 mol% relative to the amount 
of the diol and/or diamine component. 

[0038] The neutralizer can be selected according to the species of the hydrophilic group. When the hydrophilic 
group is an anionic group, the neutralizer is. for example, an inorganic base (e.g.. alkaline metal hydroxides such as 

45 sodium hydroxide and potassium hydroxide; alkaline earth meal hydroxides such as calcium hydroxide and magnesium 
hydroxide; alkaline metal carbonates such as sodium carbonate and potassium carbonate; alkaline metal hydrogencar- 
bonates such as sodium hydrogencarbonate; and ammonium), an organic base (e.g., mono-, di-, or triCi.4alkylamines 
such as trimethylamine and triethylamine; mono-, di-. or triC,.4alkanolamines such as monoethanolamine, dieth- 
anolamine, and triethanolamine). These neutralizers can be used either singly or in combination. 

50 [0039] In view of gas barrier properties and water resistance, the aqueous dispersion of the polyurethane resin is 
preferred to be a soap-free resin containing no free surfactant (e.g.. an aqueous dispersion obtained by dispersing a 
prepolymer into which the aforementioned hydrophilic group has been introduced and then extending the chain). 
[0040] The solvent for the aqueous dispersion is not limited to unmingled water, and may be a mixed solvent of 
water and a water-soluble solvent (e.g., Ci.4alcohols such as methanol, ethanol, and isopropanol; ketones such as ace- 

55 tone; and cellosolves). Incidentally, in preparing the aqueous dispersion, the organic solvent can be replaced with water 
by a conventional method, such as a process in which replacement of the organic solvent with water is effected by evap- 
oration of the organic solvent. 
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[Properties of Polyurethane resin] 

(Urethane-group concentration and Urea group concentration) 

5 [0041] In the polyurethane resin of the present Invention, the total concentration of the urethane group and the urea 
group is about 1 5% by weight or more (e.g., 20 to 60% by weight), preferably about 20% by weight or more (e.g., 30 to 
60% by weight), and more preferably about 35 to 60% by weight (e.g., 35 to 55% by weight). Making the sum of the 
urethane and urea concentrations 1 5% by weight or greater enhances the cohesive force of the resin, enabling the resin 
to exhibit good gas barrier properties. 

10 [0042] The urethane group concentration and the urea group concentration are values each obtained by dividing 
the molecular weight of urethane group (59 g/equlvalent) or that of urea group (58g/equivalent) by the molecular weight 
of the repeating unit. 

(Oxygen permeability) 

15 

[0043] The oxygen permeability of the polyurethane resin is, for example, at a thickness of 25 [.im, about 50ml/m^ • 
atm - day or less, preferably 20ml/m^ ^atm • day or less, and more preferably about 0.1 to lOml/m^ -atm • day, hence 
excellent gas barrier properties. 

[0044] The polyurethane resin of the present Invention is not so humidity-dependent, and the ratio of the oxygen 
20 permeability at 50%RH to that at 90%RH is about 1/1 to 1/2. preferably about 1/1 to 1/1 .5, and more preferably about 
1/1 to 1/1 .25. Therefore, the resin of the present invention is hardly affected by humidity and exhibits excellent gas bar- 
rier properties even under high humidity. 

(Structure) 

25 

[0045] It is preferred that the repeating unit of the polyurethane resin contains an aromatic or non-aromatic hydro- 
carbon ring unit, for example, the repeating unit of an aromatic or alicyclic compound. Although the aromatic or alicyclic 
compound is usually a compound derived from the diisocyanate component, it may be one derived from the diol com- 
ponent. The proportion of the hydrocarbon ring unit in the repeating unit of the polyurethane resin is about 10 to 70% 

30 by weight, preferably about 1 5 to 65% by weight, and more preferably about 20 to 60% by weight. 

[0046] That the polyurethane resin contains, of all the constitutive units, 30 mol% or more, preferably 50 mol% or 
more, and more preferably 70 mol% or more of the repeating unit constituted of a diisocyanate component (particularly, 
an aromatic diisocyanate) and a diol component (particularly, a C2.8alkylene glycol) is suitable. Still in this case, if an 
aromatic diol (or a diamine) such as xylylene diol (or diamine) is used as the diol component (or the diol and diamine 

35 components) and a low-molecular diisocyanate such as HDl as the diisocyanate component, the same effects will be 
obtained. 

[0047] A terminal group of the polyurethane resin may be a hydroxy I group or an isocyanate group, and either will 
do. In the case of a polyurethane resin having a hydroxy) group at its terminal end, such resin is suitable as a thermo- 
plastic molding material, and a polyurethane resin with an isocyanate group at its terminal end shows improved adhe- 
40 sion when coated on a base film, and post-curing due to moisture can be expected. 

(Average molecular weight) 

[0048] The number average molecular weight of the polyurethane resin can be selected within the range of about 
45 800 to 1 ,000,000, preferably about 800 to 200,000, and more preferably about 800 to 1 00,000. Adjusting the molecular 
weight of the polyurethane resin to 800 or larger can raise the strength of the resin to a sufficient level for the use as a 
shaped article such as a film. Moreover, the polyurethane resin itself, when coated on a base film, acquires the cohe- 
sive force by being adjusted to 800 or larger in number average molecular weight, which translates that film-making 
becomes easier. On the other hand, the molecular weight adjusted to 1 ,000,000 or smaller keeps the viscosity of the 
50 polyurethane resin low even if the resin is in a solvent, leading to ease in coating or lamination. 

(Crystallinity) 

[0049] Polyurethane resins of high crystallinity have excellent gas barrier properties. In addition, the glass transition 
55 temperature of the polyurethane resin is 100°C or higher (e.g.. about 100 to 200^0). more preferably 1 10^*0 or higher 
(e.g., about 1 10 to 1 80**C). and more preferably about 120**C or higher (e.g., about 120 to 150°C). Raising the glass 
transition temperature to 100**C or higher leads to improved gas barrier properties. 
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[Optional components] 
(Thermoplastic resin) 

[0050] The polyurethane resin can optionally be blended with a thermoplastic resin unless the gas barrier charac- 
teristics of the polyurethane resin is adversely affected. As the thermoplastic resin, there may be mentioned, for exam- 
ple, polyolefinic resins (e.g., (polyethylene, polypropylene, polybutene, polymethylpentene); polyester-series resins 
(e.g., polyethylene terephthalate, polybutylene terephthalate); polyami de-series resins (e.g., nylon 6, nylon 12, nylon 
66, polymethaxylyleneadipamide); vinyl-series resins (e.g., polystyrene, polyvinyl chloride, polymethyl methacrylate); 
and polycarbonate-series resins (e.g., bisphenol A-based polycaronbate). Moreover, if necessary, the polyurethane 
resin of the present invention can be used together with a gas barrier resin(s). such as PVDC, polyvinyl alcohol, ethyl- 
ene-vinyl alcohol copolymer, and others. 

(Additives) 



[0051] If necessary, to the polyurethane resin may be added a variety of additives unless the gas barrier properties 
of the resin are adversely affected, and examples of which are silane coupling agents, layered inorganic compounds, 
stabilizers (e.g.. antioxidants, thermostabilizers, ultraviolet ray absorbers), plasticizers, antistatic agents, lubricants! 
blocking inhibitors, coloring agents, fillers, nucleators, etc. 

20 [0052] Particularly, the silane coupling agent is effective for improving the adhesion of the gas ban-ier polyurethane 
resin to a base material, and examples of which are hydrolytic alkoxysilane compounds, such as halogen -containing 
alkoxysilanes (chloroCg. 431^^01. 4alkoxysilanes such as 2-chloroethyltrimethoxysilane. 2-chloroethyltriethoxysilane, 
3-chloropropyltrimethoxysilane. and 3-chloropropyltriethoxysilane); epoxy group-containing alkoxysilanes 
[glycidyloxyC2.4alkytriC,. 4 alkoxysilanes such as 2-glycidyloxyethyltrimethoxysilane, 2-glycidyloxyethyltriethoxysilane, 

25 3-glycidyloxypropyltrimethoxysilane, and 3-glycidyloxypropyltriethoxysilane: glycidyloxydiCg, 4alkyldiCi.4alkoxysilanes 
such as 3-glycidyloxypropylmethyldimethoxysilane, and 3-glycidyloxypropylmethyldiethoxysilane; and (epoxycy- 
cloalkyl)C;>.4alkyltriCi,4alkoxysilanes such as 2-(3.4-epoxycyclohexyl)ethyltrimethoxysilane. 2-(3.4-epoxyGy- 
clohexyl)ethyltriethoxysilane, and 3-(3.4-epoxycyclohexyl)p ropy Itrimethoxysi lane]; amino group-containing 
alkoxysilanes [aminoC2.4alkyltriCi. 4alkoxysi lanes such as 2-aminoethyltrimethoxysilane, 3-aminopropyltrimethoxysi- 

30 lane, and 3-aminopropyltriethoxysilane; aminodiC2.4alkyldiCi. 4alkoxysilanes such as 3-aminopropylmethyldimethox- 
ysilane. and 3-aminopropylmethyldiethoxysilane; (2-aminoC2- 4alkyl)aminoC2-4alkyltriCi.4alkoxysilanes such as 2-[N- 
(2-aminoethyl)amino]ethyltrimethoxysilane. 3-[N-(2-aminoethyl)amino]propyltrimethoxysitane, and 3-[N-(2-aminoe- 
thyl)amino]propyltriethoxysilane; and (aminoC2.4alkyl)aminodiC2.4alkyldiCi.4alkoxysilanes such as 3-[N-(2-aminoe- 
thyl)amino]propylmethyldimethoxysilane. and 3-[N-2-aminoethyl)amino]propylmethyldiethoxysilane]; mercapto group- 

35 containing alkoxysilanes (e.g., mercaptoC2-4alkyltriCi.4alkoxysilanes such as 2-mercaptoethyltrimethoxysitane, 3-mer- 
captopropyltrimethoxysilane, and 3-mercaptopropyltriethoxysilane; and mercaptodiC2- 4alkyldiCi.4alkoxysilanes such 
as 3-mercaptopropylmethyldimethoxysllane and 3-mercaptopropylmethyldiethoxysilane); vinyl group-containing alkox- 
ysilanes (e.g., vinyl triCi. 4alkoxysilanes such as vinyl trimethoxysilane and vinyl triethoxysilane); and alkoxysilanes 
having an ethylenically unsaturated bond group (e.g.. (meth)acryIoxyC2.4afkyltriCi.4alkoxysilanes such as 2- 

40 (meth)acryloxyethy[trimethoxysilane, 2-(meth)acryloxyethyltriethoxysilane. 3-(meth)acryIoxypropyltrimethoxysilane. 
and 3-(meth)acryloxypropyltriethoxysialne; and (meth)acryloxydiC2.4alkyldiCi.4alkoxysilanes such as 3-(meth)acry- 
loxypropylmethyldimethoxysilane and 3-(meth)acryloxypropylmethyldiethoxysilane). These silane coupling agents can 
be used either singly or in combination. 

[0053] The proportion of the silane coupling agent is, relative to 100 parts by weight of the polyurethane resin, 
about 300 parts by weight or less (e.g.. 0.1 to 30 parts by weight), preferably about 0.5 to 20 parts by weight, and more 
preferably about 1 to 1 0 parts by weight. 

[0054] Moreover, layered inorganic compounds are effective for improving the gas barrier properties of the poly- 
urethane resin. If the polyurethane resin is one dissolved or dispersed in a solvent and incorporating a layered inorganic 
compound which is swollen with the solvent, the polyurethane resin permeates into and impregnate the layers, improv- 
ing the gas barrier properties. Thus, if a resin dispersed in water is to be used as the gas barrier polyurethane'. the use 
of a water-swellable layered inorganic compound as the layered inorganic compound is preferable. 
[0055] Exemplified as the layered inorganic compound are water-swellable hydrous silicates, such as smectite- 
series clay minerals (e.g., montmorillonite, beidellite, nontronite, saponite, hectorite, sauconite, stevensite), vermiculite- 
series clay minerals; kaolin-type minerals (e.g., halloysite. kaolinite. endellite), swellable micas (mica, taeniolite). Both 
natural and synthetic layered inorganic compounds will do. Of these layered inorganic compounds, smectite-series clay 
minerals, particularly montmorillonite. are preferred. These layered inorganic compounds can be used either singly or 
in combination. 

[0056] The proportion of the layered inorganic compound is. relative to 100 parts by weight of the polyurethane 
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resin, about 50 parts by weight or less (e.g., about 0.1 to 50 parts by weight), preferably about 1 to 40 parts by weight, 
and more preferably about 5 to 30 parts by weight. 

[Shaped article and method of shaping] 

5 

[0057] How the polyurethane resin is shaped into articles is not particularly restricted, either, and the polyurethane 
resin can be shaped by a variety of molding methods, such as melt-molding (a method in which a polyurethane resin is 
heated to or above its melting or softening point, and then the molten resin is shaped), solution-molding (e.g., a method 
in which a polyurethane resin-dissolved or dispersed solution is coated on a base and then dried; a method in which a 
10 polyurethane resin -dissolved solution is extruded into a poor solvent for the polyurethane resin), powder-molding (e.g., 
a method in which a powder is fed to a mold and heated, or a method in which a powder Is blasted against a heated 
base). The polyurethane resin of the present invention is shaped into films or other articles through a molding method 
of those mentioned above. 

[0058] The polyurethane resin may be used as a single-layered filmy article or a multi-layered article constituted of 
15 a base and a layer(s) formed thereon, depending on the intended use. The thickness of a single-layered film of the poly- 
urethane resin Is about 1 to 100 ^im, preferably about 10 to 80 f.im, and more preferably about 20 to 70 |.im (e.g., 30 to 
70 urn). 

[0059] There Is no particular restriction to the base of the multi-layered article, and the base may be plastic, paper, 
fabric, metal, ceramic, etc. Of these, it is preferred that the polyurethane resin is laminated on a base of a thermoplastic 

20 resin. Exemplified as the thermoplastic resin are polyolefinic resins (e.g., polyCg.ioolef'nic resins such as polyethylene, 
polypropylene, propylene-ethylene copolymer), polyester-series resins (e.g., homo- or copolyesters the main constitu- 
ent of which is alkylene arylate, such as polyethylene terephthalate and polybutylene terephthalate), polyamide-series 
resins (e.g., aliphatic polyamides such as nylon 6 and nylon 66; aromatic polyamides such as polymethaxylyleneadipa- 
mide). vinyl-series resins (e.g., aromatic vinyl-series resins such as polystyrene, polyvinyl acetates); acrylic resins (e.g.. 

25 homo- or copolymers of (meth)acrylic monomers, such as polymethyl methacrylate and polyacrylonitrile), polycar- 
bonate-series resins (e.g., bisphenol A-based polycarbonate), and cellulose-series resins (e.g., cellophane, cellulose 
acetate). A film shaped from a single molten resin or a mixed resin is usually employed as the base. 
[0060] Included among the prefen-ed base films are polyolefinic resin films (particulariy, polypropylene-series resin 
films such as polypropylene and propylene-ethylene copolymer), polyester-series resin films (particulariy, polyethylene 

30 terephthalate-series resin films), polyamide-series resin films [particularly, nylons (e.g., nylon 6, nylon 66)]. 

[0061] Such base film may be a non-stretched, uniaxially-oriented, or biaxially-oriented film. Additionally, the base 
film may be a multi-layered film constituted of a plurality of resin layers laminated on one another. The surface of the 
base film may be treated (e.g., corona discharge treatment, plasma discharge treatment and other discharge treat- 
ments, acid treatment, flame treatment), or the base film may previously be provided with an undercoat. 

35 [0062] The thickness of the base film is about 1 to 100 |Lim, preferably about 5 to 50 |Lim, and more preferably about 
1 0 to 30 (Lim. 

[0063] The thickness of the polyurethane resin - containing coating layer is about 0. 1 to 50 jiim, preferably about 0.5 
to 30 \Am, and more preferably about 1 to 10 |.im. 

[0064] At least one side of the base film may be provided with an inorganic layer. The inorganic layer can be fonned 
40 by vapor deposition or sputtering, or other means. Exemplified as the inorganic material forming the inorganic layer are 
elemental substances of, e.g., the Group 2A elements such as magnesium, transition metal elements such as titanium 
and zirconium, the Group 2B elements such as zinc, the Group 3B elements such as aluminum and indium, the Group 
4B elements such as silicon and tin. and other elements of the Periodic Table of Elements; and inorganic compounds 
containing the above-mentioned element(s) (e.g., oxides, halides, cart>ides, nitrides). Of these inorganic substances, 
45 metal oxides [e.g., tin oxide, aluminum oxide (alumina), indium oxide, and compound oxides thereof] and silicon oxides 
(e.g., silicon monoxide, silicon dioxide) are preferred. The inorganic layer may be transparent, and the thickness is 
about 100 to 3.000 A. preferably 200 to 2,000 A, and more preferably about 300 to 1 ,500 A. 

[0065] The thickness of the coat layer in the case with the base film having the inorganic layer is about 0.1 to 20 
^im, preferably about 0.3 to 1 0 |.im. and more preferably about 0.5 to 5 ^im. In addition to contribution to further improve- 
so ment in gas barrier properties when used in combination with the inorganic layer, the polyurethane resin has a function 
of preventing the inorganic layer from cracking or suffering other defections. Although the coating layer can be formed 
on the base film, in view of protection of the inorganic layer, the coat layer is preferred to be formed on the inorganic 
layer. 

[0066] The composite film need only comprise the base film layer and a resin layer at least containing the poly- 
55 urethane resin, and there is no particular restriction. The composite film can be obtained by. for example, a co-extruding 
method or a coating method. For example, in the coating method, a composite film is fabricated by coating a poly- 
urethane resin solution or an aqueous dispersion of the polyurethane resin on a base film in a conventional manner, 
and heating the coated film at 50^0 or higher, preferably about 70*^0 or higher, for 5 seconds to 10 minutes, preferably 
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about 1 0 seconds to 5 minutes. Moreover, if necessary, an adhesive layer may be provided between the polyurethane 
resin layer and the base film layer. 

[0067] In the composite film, the polyurethane resin layer may be coated as an overcoating agent constituting the 
surface layer of the composite film, or as an anchor-coat agent applied between the base film layer and a resin layer, or 
5 between a plurality of resin layers. Moreover, if the polyurethane resin itself is adhesive, it may be coated for use as an 
adhesive. 

[Effects of the Invention] 

10 [0068] Without using a chlorine-containing compound which contaminates the environment, the present invention 
can provide a polyurethane resin with far excellent gas barrier properties, particularly a polyurethane resin which shows 

' excellent gas barrier properties even under a condition of high humidity, and a film containing such polyurethane resin. 

Moreover, since the polyurethane resin of the present invention is excellent in adhesion to a base film as well as in 
water- and chemical-resistance, the polyurethane resin can be utilized in a variety of fields, such as the field of packag- 

" 15 ing materials or molding materials. 

EXAMPLES 

[0069] Hereinafter, the present invention will be described in further detail and should by no means be construed 
20 as defining the scope of the invention. 

(Production Example 1) 

[0070] Dimethyl sulfoxide (250 g). 1 68.5 g of 1 .3-xylylene diisocyanate, and 81 .5 g of 1 ,4-butanediol were mixed 
25 together and heated to 80**C in an atmosphere of nitrogen with stimng thereby to cause a reaction. With the disappear- 
ance of the absorption attributed to the isocyanate group confirmed by infrared ray absorption spectrum, the urethane 
resin solution was poured into ethyl acetate. After filtering off the precipitates, the solution was washed with ethyl ace- 
tate well and then dried under reduced pressure. The yield of the resin produced was 98%. The urethane group con- 
centration was 42 wt%, and the number average molecular weight was 27,650. This polyurethane resin powder was 
30 melt-molded at 200^C and a pressure of 4,9 x 10^ Pa to give a film 1 of 50 |iim thick. Incidentally, a test specimen 
obtained by first melting the polyurethane resin powder (the temperature brought up to 200'*C) and then gradually cool- 
ing was examined using a differential scanning calorimeter (DSC) at a temperature elevation rate of 1 0°C/min. and con- 
firmed to have a glass transition temperature of 136°C and a crystal melting peak point at 163°C. 

35 (Production Example 2) 

[0071] N,N-dimethylformamide (250 g), 1 99.9 g of 4,4'-d!phenylmethane diisocyanate, and 50.1 g of ethylene glycol 
were mixed together and heated to 80°C in an atmosphere of nitrogen with stirring thereby to cause a reaction. With 
the disappearance of the absorption attributed to the isocyanate group confirmed by infrared ray absorption spectrum, 
40 this urethane resin solution was poured into ethyl acetate. After filtering off the precipitates, the solution was washed 
with ethyl acetate well and then dried under reduced pressure. The yield of the resin produced was 97%. The urethane 
group concentration was 38 wt%, and the number average molecular weight was 30,950. The glass transition temper- 
ature of the polyurethane resin measured by a differential scanning calorimeter (DSC) was 142''C. This polyurethane 
resin powder was melt-molded at 210°C and a pressure of 4.9 x 1 0® Pa to give a film 2 of 50 fxm thick. 

45 

(Production Example 3) 

[0072] N,N-dimethylformamide (250 g), 154.7 g of 2,4-tolylene diisocyanate, and 95.3 g of diethylene glycol were 
mixed together and heated to 80*C in an atmosphere of nitrogen with stirring thereby to cause a reaction. With the dis- 

50 appearance of the absorption attributed to the isocyanate group confirmed by infrared ray absorption spectrum, this 
urethane resin solution was poured into ethyl acetate. After filtering off the precipitates, the solution was washed with 
ethyl acetate well and then dried under reduced pressure. The yield of the resin produced was 97%. The urethane 
group concentration was 42 wt%, and the number average molecular weight was 27,870. The glass transition temper- 
ature of this polyurethane resin measured by a differential scanning calorimeter (DSC) was 110°C. The polyurethane 

55 powder was melt-molded at a temperature of 1 90*'C and a pressure of 4.9 x 1 0® Pa to give a film 3 of 50 |.im thick. 
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(Production Example 4) 

[0073] Tetrahydrofuran (350 g), 91.1 g of 2,4-tolylene diisocyanate, and 58.9 g of 1,6-hexanediol were mixed 
together and reacted with stirring at 60°C in an atmosphere of nitrogen for 8 hours. The concentration of urethane group 
5 of the polyurethane resin thus obtained was 40 wt%, and the number average molecular weight was 6,020. This poly- 
urethane resin solution was coated on a biaxially oriented polypropylene film of 20 |.im thick and dried at 100°C for 20 
seconds to give a laminated film 4 of 25 f.im thick. Incidentally, with the coat of the polyurethane resin solution air-dried 
and completely removed of the solvent by pressure reduction, the glass transition temperature of the polyurethane resin 
was measured by a scanning differential thermal analyzer (DSC) and found to be 102^0. 

10 

(Production Example 5) 

[0074] Methyl ethyl ketone (350 g), 91 .1 g of a mixture of 2,4-tolylene diisocyanate and 2,6-tolylene diisocyanate 
[the former/the latter = 80/20 (weight ratio)], and 58.9 g of 3-methyl-1 ,5-pentanediol were mixed together and reacted 

15 with stirring at 75°C in an atmosphere of nitrogen for 10 hours. The urethane group concentration of the polyurethane 
resin thus obtained was 40% by weight, and the number average molecular weight was 6.020. The polyurethane, resin 
solution was coated on a biaxially oriented polypropylene film of 20 ^m thick and dried at 1 0O^'C for 20 seconds to give 
a laminated film 5 of 25 jiim thick. Incidentally, with the coat of the polyurethane resin solution air-dried and completely 
removed of the solvent by pressure reduction, the glass transition temperature of the polyurethane resin was measured 

20 by a differential scanning calorimeter (DSC) and found to be 1 02^C. 

(Production Example 6) 

[0075] Methyl ethyl ketone (200 g). 150 g of toluene, 11 8.5 g of isophorone diisocyanate. and 31.5 g of ethylene 
25 glycol were mixed together and reacted with stirring at 75^C in an atmosphere of nitrogen for 12 hours. The urethane 
group concentration of the polyurethane resin thus obtained was 42% by weight, and the number average molecular 
weight was 5,910. This polyurethane resin solution was coated on a biaxially oriented polyethylene terephthalate film 
of 12 |.im thick and dried at 150*'C for 20 seconds to give a laminated film 6 of 20 ^im thick. Incidentally, with the coat of 
the polyurethane resin solution air-dried and completely removed of the solvent by pressure reduction, the glass tran- 
30 sition temperature of the polyurethane resin was measured by a differential scanning calorimeter (DSC) and found to 
be122°C. 

(Production Example 7) 

35 [0076] 1,3-xylylene diisocyanate (188.2 g) and 75.1 g of triethylene glycol were mixed together and reacted with 
stirring at 80**C in an atmosphere of nitrogen for 2 hours. 210 g of the prepolymer thus obtained was emulsified by a 
phase inversion method using 490 g of 3% by weight polyvinyl alcohol aqueous solution (polyvinyl alcohol manufac- 
tured by Kuraray Co., Ltd., PVA 210). Thereafter, to the emulsified liquid was gradually added 31.7 g of tetramethylen- 
ediamine (1 ,4-diaminobutane) to cause a chain -extending reaction, providing an aqueous dispersion of the 

40 polyurethane resin. The total concentration of the urethane group and the urea group was 38% by weight, and the 
number average molecuair weight was 26,770. This polyurethane resin aqueous dispersion was coated on a biaxially 
oriented polypropylene film of 20 |.im thick, and dried at 120°C for 20 seconds to give a laminated film 7 of 25 |.im thick. 
Incidentally, with the coat of the polyurethane resin aqueous dispersion air-dried and completely removed of moisture 
by pressure reduction, the glass transition temperature of the polyurethane resin was measured by a differential scan- 

45 ning calorimeter (DSC) and found to be 132®C. 

(Production Example 8) 

[0077] Hydrogenated XDI (1 .4-bis(isocyanatemethyl)cyclohexane) (341.1 g), 58.9 g of dimethylol propionic acid, 
50 54.4 g of ethylene glycol, and 21 0 g of acetonitrile as a solvent were mixed together and reacted at 70°C in an atmos- 
phere of nitrogen for 3 hours. This carboxylic acid group-containing polyurethane prepolymer solution was then neutral- 
ized at 50°C using 35.5 g of tri ethyl amine. An aqueous dispersion of the polyurethane resin with a solid content of 25% 
by weight was prepared by dispersing 300 g of the polyurethane prepolymer solution in 660 g of water by means of a 
Homodisper. carrying out a chain-extending reaction using 10.2 g of ethylenediamine, and evaporating off the ace- 
55 tonitrile. The total concentration of the urethane group and the urea group of the polyurethane resin was 42.9% by 
weight, and the number average molecular weight was 68,000, This polyurethane resin aqueous dispersion was coated 
on a biaxially oriented polypropylene film of 20 |Lim thick, and dried at 120**C for 20 seconds to give a laminated film 8 
of 25 |im thick. Incidentally, with the coat of the polyurethane resin aqueous dispersion air-dried and completely 
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removed of moisture by pressure reduction, the glass transition temperature of the polyurethane resin was measured 
by a diferential scanning calorimeter (DSC) and found to be 121**C. 

(Production Example 9) 

.5 

[0078] Hydrogenated XDI (1,4-bis(lsocyanatemethyl)cyclohexane) (439.1 g), 35,4 g of dimethylol propionic acid, 
61.5 g of ethylene glycol, and 140 g of acetonitrile as a solvent were mixed together and reacted at 70°C in an atmos- 
phere of nitrogen for 3 hours. This carboxylic acid group-containing polyurethane prepolymer solution was then neutral- 
ized at 50^C using 24.0 g of triethylamine. An aqueous dispersion of the polyurethane resin with a solid content of 25% 

w by weight was prepared by dispersing 267.9 g of the polyurethane prepolymer solution in 750 g of water by means of a 
Homodisper, carrying out a chain-extending reaction using 35.7 g of 2-[(2-aminoethyl)amlno]ethanol, and evaporating 
off the acetonitrile. The total concentration of the urethane group and the urea group of the polyurethane resin was. 
41.1% by weight, and the number average molecular weight was 72,000. This polyurethane resin aqueous dispersion 
was coated on a biaxially oriented polypropylene film of 20 (.im thick, and dried at 120^0 for 20 seconds to give a lami- 

15 nated film 9 of 25 jiim thick. Incidentally, with the coat of the polyurethane resin aqueous dispersion air-dried and com- 
pletely removed of moisture by pressure reduction, the glass transition temperature of the polyurethane resin was 
measured by a differential scanning calorimeter (DSC) and found to be 121<*C. 

(Production Example 10) 

20 

[0079] A coating fluid, or a mixture of 500g of the polyurethane resin aqueous dispersion obtained in Production 
Example 9 and 6 g of 3-[N-(2-aminoethyl)amino]propylmethyldimethoxysilane (Sinetsu Kagaku, K.K., KBM-602), was 
coated on a biaxially-oriented polypropylene film of 20 ^m thick and dried at 120°C for 20 seconds to give a laminated 
film 10 of 25 iLim thick. 

25 

(Production Example 11) 

[0080] Hydrogenated XDI (1 ,4-bis(isocyanatemethyl)cyclohexane) (399.7 g), 35.3 g of dimethylol propionic acid, 
93.5 g of diethylene glycol, and 97.5 g of acetonitrile as a solvent were mixed together and reacted at 70°C in an atmos- 

30 phere of nitrogen for 3 hours. This carboxylic acid group-containing polyurethane prepolymer solution was then neutral- 
ized at 50**C using 24.0 g of triethylamine. 274.1 g of the polyurethane prepolymer solution was dispersed in 937.5 g of 
water by means of a Homodisper, and then 62.5 g of layered inorganic compound montmorillonite was dispersed in the 
resultant mixture. An aqueous dispersion of the polyurethane resin with a solid content of 25% by weight was obtained 
by carrying out the chain-extending reaction of this layered inorganic compound-containing polyurethane polymer 

35 aqueous dispersion using 17.0 g of a hydrazine-hydrate, and evaporating off the acetonitrile. The total concentration of 
the urethane group and the urea group of the polyurethane resin was 42.3% by weight, and the number average molec- 
ular weight was 75,000. This polyurethane resin aqueous dispersion was coated on a biaxially oriented polypropyleni ' 
film of 20 ^im thick, and dried at 120''C for 20 seconds to give a laminated film 11 of 25 ^im thick. Incidentally, with the 
coat of the polyurethane resin aqueous dispersion air-dried and completely removed of moisture by pressure reduction, 

40 the glass transition temperature of the polyurethane resin was measured by a differential scanning calorimeter (DSC) 
and found to be 125 ''C. 

(Production Example 12) 

45 [0081] The polyurethane resin aqueous dispersion obtained in Production Example 9 was coated on an alumina 
transparent-deposited polyethylene terephthalate film (12 pm thick), and dried at 130**C for 30 seconds to give a lami- 
nated film 12 of 1 3 |Lim thick. 

(Example) 

50 

[0082] The gas barrier properties of each of the films 1 to 12 were measured using an oxygen permeability meas- 
uring device (manufactured by Modern Control, Co.. Ltd., MOCON OXTRAN 10/50A) under conditions of 20**C. and 
50% RH and 90%RH. The results are shown in Table 1. The oxygen permeability of each of the films 1 to 1 1 is a value 
converted on the assumption that a polyurethane film is of 25 urn thick. The oxygen permeability of the film 1 2 is a value 
55 of the laminated film itself. For comparison, the same measurements were made for a biaxially oriented polypropylene 
film (GPP) of 20 Mm thick and a biaxially oriented polyethylene terephthalate film (OPET) of 12 ^im thick. The results are 
shown in Table 1 . 
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Oxygen Permeability 
(50%RH) 
(ml/m^ • atm • day) 


Oxygen Permeability 

(90%RH) 
(ml/m^ • atm • day) 
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2.6 
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3.3 


3.7 


10 




rlim o 


3.9 


4.9 






Laminated Film 4 


28.0 


32.2 






Laminated Film 5 


20.5 


23.5 


10 
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Laminated Film 7 


7.9 


8,3 






Laminated Film 8 


10.0 


12.0 






Laminated Film 9 


4.5 


6.7 


20 




Laminated Film 1 0 


3.8 


5.7 






Laminated Film 11 


4.0 


4.9 






Laminated Film 12 


0.5 


0.9 


25 


Comp. 


OPP 


1.700 


1,800 




Ex. 


OPET 


120 


150 



Claims 

30 

1. A gas barrier polyurethane resin having a total concentration of the urethane group and the urea group of 15% by 
weight or more. 

2. A gas barrier polyurethane resin according to claim 1 , wherein the oxygen permeability at a thickness of 25 urn is 
35 50 ml/m^ • atm • day or less. 

3. A gas barrier polyurethane resin according to claim 1, wherein the ratio of the oxygen permeability at 50%RH to 
that at 90%RH is 1/1 to 1/2. 

40 4. A gas barrier polyurethane resin according to claim 1 , wherein the repeating unit of the polyurethane resin contains 
a hydrocarbon ring unit. 

5. A gas barrier polyurethane resin according to claim 1 , wherein a diisocyanate component of the polyurethane resin 
comprises at least one member selected from the group consisting of an aromatic diisocyanate, an araliphatic 

45 diisocyanate, and an alicyclic diisocyanate, and a diol component comprises a C2.8alkylene glycol. 

6. A gas barrier polyurethane resin according to claim 1, wherein the diisocyanate component of the polyurethane 
resin comprises at least one member selected from the group consisting of a xylylene diisocyanate and a hydro- 
genated xylylene diisocyanate. 

50 

7. A gas barrier polyurethane resin according to claim 4. wherein the proportion of the hydrocarbon ring unit in the 
repeating unit of the polyurethane resin is 1 0 to 70% by weight. 

8. A resin composition comprising a polyurethane resin recited in claim 1 . and at least one member selected from the 
55 group consisting of a silane coupling agent and a layered inorganic compound. 

9. A resin composition according to claim 8, wherein the proportion of the silane coupling agent is 0.1 to 30 parts by 
weight, and the proportion of the layered inorganic compound is 0.1 to 50 parts by weight, relative to 100 parts by 
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weight of the polyurethane resin. 

10. A gas barrier polyurethane resin composition according to claim 8, wherein the polyurethane resin is in the form of 
an aqueous dispersion. 

5 

11. A resin composition according to claim 8, wherein the layered inorganic compound is water-swe liable. 

12. A gas barrier film at least formed from a polyurethane resin recited in claim 1 . 

10 13. A gas barrier composite film comprising a base film layer and a resin layer formed on at least one side of the base 
film layer, wherein the resin layer at least comprises a polyurethane resin recited in claim 1 . 

14. A gas barrier composite film according to claim 13, wherein at least one side of the base film is provided with an 
inorganic layer. 

15 
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(54) Gas barrier polyurethane resin 

(57) A polyurethane resin having a total concentra- 
tion of the urethane group and the urea group of not less 
than 15% by weight is prepared by reacting a diisocy- 
anate component (e.g., an aromatic diisocyanate) with 
a diol component (e.g., a C2-8alkylene glycol). The re- 
peating unit of the polyurethane resin may contain a 
constitutive unit of an aromatic or alicyclic compound. 



The polyurethane resin may be shaped into a film for 
use as a gas barrier film. The film may be a gas barrier 
composite film composed of a base film layer and a resin 
layer at least comprising the polyurethane resin. The 
present invention provides a polyurethane resin excel- 
lent in gas barrier properties against water vapor, oxy- 
gen, aromatics, and others, and a film containing the 
same. 
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